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METHOD FOR APPLYING A PROTECTIVE 
OVERCOAT TO A PHOTOGRAPHIC 

ELEMENT 

RELATED APPLICATIONS 

Copending U.S. patent application Ser. No. 09/299291, 
filed Apr. 26, 1999, entitled “Method for Applying a Pro 
tective Overcoat to a Photographic Element Using a Fuser 
Belt”, Ser. No. 08/667,270, filed Jul. 20, 1996, entitled 
“Overcoated Charge Transporting Elements and Glassy 
Solid Electrolytes”, and Ser. No. 09/449,326, filed on even 
date herewith, entitled “Fusing Belt for Applying a Protec 
tive Overcoat to a Photographic Element” are related appli 
cations. 

FIELD OF THE INVENTION 

This invention relates to providing a protective overcoat 
on a photographic element by using a fuser belt. 

BACKGROUND OF THE INVENTION 

Silver halide photographic elements contain light Sensi 
tive Silver halide in a hydrophilic emulsion. An image is 
formed in the element by exposing the Silver halide to light, 
or to other actinic radiation, and developing the exposed 
silver halide to reduce it to elemental silver. 

In color photographic elements a dye image is formed as 
a consequence of Silver halide development by one of 
Several different processes. The most common is to allow a 
by-product of silver halide development, oxidized silver 
halide developing agent, to react with a dye forming com 
pound called a coupler. The Silver and unreacted Silver 
halide are then removed from the photographic element, 
leaving a dye image. 

In either case, formation of the image commonly involves 
liquid processing with aqueous Solutions that must penetrate 
the Surface of the element to come into contact with Silver 
halide and coupler. Thus, gelatin, and Similar natural or 
Synthetic hydrophilic polymers, have proven to be the bind 
ers of choice for Silver halide photographic elements. 
Unfortunately, when gelatin, and Similar polymers, are for 
mulated So as to facilitate contact between the Silver halide 
crystal and aqueous processing Solutions, they are not as 
tough and mar-resistant as would be desired for Something 
that is handled in the way that an imaged photographic 
element may be handled. Thus, the imaged element can be 
easily marked by fingerprints, it can be Scratched or torn and 
it can Swell or otherwise deform when it is contacted with 
liquids. 

There have been attempts over the years to provide 
protective layers for gelatin based photographic Systems that 
will protect the images from damages by water or aqueous 
Solutions. U.S. Pat. No. 2,173,480 describes a method of 
applying a colloidal Suspension to moist film as the last Step 
of photographic processing before drying. A Series of patents 
describes methods of Solvent coating a protective layer on 
the image after photographic processing is completed and 
are described in U.S. Pat. Nos. 2,259,009, 2,331,746, 2,798, 
004, 3,113,867, 3,190,197, 3,415,670 and 3,733,293. The 
application of UV-polymerizable monomers and oligomers 
on processed image followed by radiation exposure to form 
crosslinked protective layer is described U.S. Pat. Nos. 
4,092,173, 4,171,979, 4,333,998 and 4,426,431. One draw 
back for the Solvent coating method and the radiation cure 
method is the health and environmental concern of those 
chemicals to the coating operator. U.S. Pat. Nos. 3,397,980, 
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2 
3,697.277 and 4,999.266 describe methods of laminating 
polymeric sheet film on the processed image as the protec 
tive layer. U.S. Pat. No. 5,447,832 describes the use of a 
protective layer containing mixture of high and low Tg 
latices as the water-resistance layer to preserve the antistat 
property of the V(2)O(5) layer through photographic pro 
cessing. This protective layer is not applicable to the image 
formation layers since it will detrimentally inhibit the pho 
tographic processing. U.S. Pat. No. 2,706,686 describes the 
formation of a lacquer finish for photographic emulsions, 
with the aim of providing water- and fingerprint-resistance 
by coating the emulsion, prior to exposure, with a porous 
layer that has a high degree of water permeability to the 
processing Solutions. After processing, the lacquer layer is 
fused and coalesced into a continuous, impervious coating. 
The porous layer is achieved by coating a mixture of a 
lacquer and a Solid removable extender (ammonium 
carbonate), and removing the extender by Sublimation or 
dissolution during processing. The overcoat as described is 
coated as a Suspension in an organic Solvent, and thus is not 
desirable for large-scale application. U.S. Pat. No. 3,443,946 
provides a roughened (matte) Scratch-protective layer, but 
not a water-impermeable one. U.S. Pat. No. 3,502,501 
provides protection against mechanical damage only; the 
layer in question contains a majority of hydrophilic poly 
meric materials, and must be permeable to water in order to 
maintain processability. U.S. Pat. No. 5,179,147 likewise 
provides a layer that is not water-protective. 

U.S. Pat. No 5,856,051 describes an aqueous coatable, 
water-resistant protective overcoat that can be incorporated 
into the photographic product, allows for appropriate diffu 
Sion of photographic processing Solutions, and does not 
require coating operation after exposure and processing. 
This was accomplished by applying a coating comprising 
hydrophobic polymer particles having an average size of 
0.01 to 1 microns to the silver halide light-sensitive emul 
Sion layer. The Silver halide light Sensitive emulsion layer is 
developed to provide an imaged photographic element. The 
hydrophobic polymer particles are then fused to form a 
protective overcoat. This patent did not however describe 
the composition of any Suitable materials for fusing the 
hydrophobic polymer particles to form the protective layer. 
One key requirement of the method for fusing the par 

ticles comprising the protective overcoat is that the desired 
gloSS level of the original unprotected photographic element 
be maintained. In the field of electrophotography, belt fusers 
have been shown to yield images with gloSS Values compa 
rable to photographic elements. The belt in the belt fusing 
System can be made of Stainless Steel or polyester and the 
outer Surface of the fuser member can be aluminum, Steel, 
various alloys, or polymeric materials, Such as, thermoset 
resins and fluoroelastomers. 
The background art of electrophotography discloses Sev 

eral broad classes of materials useful for fuser belts. For 
example, U.S. Pat. Nos. 5,089,363; 5,465,146; 5,386.281; 
5,362,833; 5,529,847; 5,330,840, 5,233,008; 5,200,284 and 
5,124,755 disclose fuser belt systems consisting of belts 
coated with silicone polymers. U.S. Pat. No. 5,089,363 
discloses that metal belts coated with highly crosslinked 
polysiloxanes provide fused toner images having high gloSS. 
U.S. patent application Ser. No. 09/299,291 discloses a 
fusing belt can be prepared by a highly crosslinked Silicone 
resin, but it has been found that the highly crosslinked 
Silicone resin is brittle and may crack when the fusing belt 
is repeatedly flexed. Therefore, there is still need for an 
improved belt coating formulation for forming a protective 
overcoat on a photographic element. 
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Commonly-assigned U.S. Pat. No. 5,804,341 describes an 
electroStatically bound water-resistant protective overcoat 
that can be attached into the finished photographic product. 
This was accomplished by electrostatically binding a coating 
comprising hydrophobic polymer particles having an aver 
age size of 3 to 10 microns on to the silver halide light 
Sensitive emulsion layer after Silver halide light Sensitive 
emulsion layer is developed to provide an imaged photo 
graphic element. The hydrophobic polymer particles are 
then fused to form a protective overcoat. 

Through the recent advances in the development of pro 
tective overcoats for photographic elements, further mate 
rials are required to fuse the particulate polymers composing 
the protective overcoats described in U.S. Pat. Nos. 5,856, 
051 and 5,804,341 The prior art does not however describe 
the composition of any Suitable materials for fusing the 
hydrophobic polymer particles to form the protective layer. 

SUMMARY OF THE INVENTION 

The present invention provides Suitable materials to form 
the protective layer. These materials will be in the form of 
overcoated fusing belts which provide high gloSS, long life 
and good release of the fused heat-Softenable polymer 
images. The present invention provides an improved means 
for forming protective overcoats on a photographic element. 
The materials will be in the form of overcoated fusing belts 
which provide high gloSS, longlife, and good release of the 
fused heat-Softenable polymer images applying a hydropho 
bic polymeric coating over the Silver halide light Sensitive 
emulsion layer. 

The present invention provides a method of forming a 
protective overcoat on a photographic element comprising: 

(a) providing a photographic element having a silver 
halide light-sensitive emulsion layer; 

(b) applying a hydrophobic polymeric coating over the 
Silver halide light Sensitive emulsion layer; 

(c) fusing the hydrophobic polymeric coating to the 
photographic element over the Silver halide light Sensitive 
emulsion layer to form a protective overcoat by: 

passing the photographic element through a nip formed 
between a heated fuser belt having a resin made by curing 
a composition including Siloxanes and a roller to fuse the 
hydrophobic polymeric coating to the photographic element 
wherein the Siloxanes have a ratio of difunctional to trifunc 
tional units of 1:1 to 1:2.7 and at least 90% of the total 
number of functional units in the Siloxanes are difunctional 
and trifunctional units. The Siloxane have a weight average 
molecular weight of 5,000 to 50,000 grams/mole, and an 
alkyl to aryl ratio of 1:0.1 to 1:1.2; and, coated on the 
intermediate layer, a Surface layer that comprises a Silses 
quioxane polymer. 

The present invention provides a fuser belt comprising a 
Substrate and a coating on the Substrate, the coating com 
prising a resin made by curing a composition comprising 
Siloxanes having a ratio of difunctional to trifunctional units 
of 1:1 to 1:2.7 and at least 90% of total number of functional 
units of the Siloxanes are difunctional and trifunctional units, 
a weight average molecular weight of 5,000 to 50,000, and 
an alkyl to aryl ratio of 1:0.1 to 1:1.2, and, coated on the 
intermediate layer, a Surface layer that comprises a Silses 
quioxane polymer. 

In an alternative embodiment, Although the described 
croSS-linked Silicone resin has excellent properties as an 
adhesive layer between the polyimide substrate and the 
Silsesquioxane Surface layer of the belt, the present inven 
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4 
tion discloses an primer adhesion promoter to avoid the 
inherent brittle properties of the highly croSS-linked Silicone 
resin. For example, epoxy primer can be applied to the 
Substrate, prior to the application of the release coating. 
Examples of commercially available primers are W-66, 
epoxy primer from EmerSon and Cuming Co. 

In certain embodiments, the Silsesquioxane layer can be 
directly applied to the Substrate. It provides Some degree of 
adhesion desired to the Substrate layer without the cost of 
applying intermediate layer. 

This fuser belt provides high gloSS, long-life, and good 
release of the fuser for heat-fixing a heat-Softenable polymer 
wherein a protective overcoat for a photographic element. 
The protective overcoat is formed by the Steps of providing 
a photographic element having at least one Silver halide 
light-sensitive emulsion layer, applying a coating compris 
ing hydrophobic polymer particles having an average size of 
0.01 to 1 microns, over the at least one silver halide 
light-sensitive emulsion layer. The Silver halide light Sensi 
tive emulsion layer is developed to provide an imaged 
photographic element. The hydrophobic polymer particles 
are then fused to form a protective overcoat. In an alternate 
method, hydrophobic polymer particles having an average 
size of 3 to 10 microns are electrostatically bound to the 
outer emulsion layer. 

DETAILED DESCRIPTION OF THE 
INVENTION 

The fuser belt used in the method of this invention 
comprises a Substrate over which a coating comprising a 
Silicone resin is coated. The Substrate can comprise metal, 
Such as, Stainless Steel, Steel, nickel, copper, and chrome, or 
a polymer, Such as, polyimide, polyester, polycarbonate, and 
polyamide, or mixtures or combinations of the listed mate 
rials. The Substrate can be a Smooth sheet or a meshed 
material, preferably it is a Smooth sheet. The Substrate is 
preferably a Seamless endless belt; however, belts having 
Seams can also be used. The thickness of the Substrate is 
preferably 50 to 200 micrometers, more preferably 50 to 100 
micrometers and most preferably 50 to 75 micrometers. 
The Silicone resins in the coating on the Substrate can 

comprise monofunctional, difunctional, trifunctional and 
tetrafunctional units or units having mixtures of these func 
tionalities. Monofunctional units can be represented by the 
formula -(R)SiOos. Difunctional units can be represented 
by the formula -(R)SiO-. Trifunctional units can be 
represented by the formula -RSiOos. Tetrafunctional units 
can be represented by the formula -SiO-. R in the 
formulas independently represents alkyl groups preferably 
having from 1 to 8 carbons, more preferably 1 to 5 carbons 
or aryl groups preferably having 4 to 10 carbons in the 
ring(s), more preferably 6 carbons in the ring(s). The Silox 
anes used to form the Silicone resin comprise at least Some 
R groups which are alkyl groups, and Some R groups which 
are aryl groups. Mixtures of different alkyl groups and 
different aryl groups may be present in the Siloxanes. The 
alkyl and all groups can comprise additional Substituents and 
heteroatoms, Such as, halogens, in for example a fluoropro 
pyl group, and alkyl groups, in for example a methylphenyl 
group. The alkyl groups are preferably methyl, ethyl, propyl, 
isopropyl, butyl, isobutyl, tert-butyl, pentyl, more preferably 
methyl, ethyl, propyl, and isopropyl, most preferably 
methyl. The aryl groups are preferably phenyl, diphenyl, or 
benzyl, more preferably phenyl. The Silicone resins have an 
alkyl to aryl ratio of 1:0.1 to 1:1.2; more preferably 1:0.3 to 
1:1.0; most preferably 1:0.4 to 1:0.9. The silicone resin has 
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a ratio of difunctional to trifunctional units of 1:1 to 1:2.7, 
more preferably 1:1.5 to 1:2.5, most preferably 1:1.8 to 1:2.3 
and at least 90% of total number of functional units in the 
Silicone resin are difunctional and trifunctional units, more 
preferably at least 95% of total number of functional units in 
the Silicone resin are difunctional and trifunctional units, 
most preferably at least 98% of total number of functional 
units in the Silicone resin are difunctional and trifunctional 
units. The preferred Silicone resins comprise Substantially 
only difunctional, trifunctional and tetrafunctional units, 
meaning that the preferred Silicone resins comprise less than 
1% monofunctional units of the total number of functional 
units in the Silicone resin. The most preferred Silicone resins 
comprise Substantially only difunctional and trifunctional 
units, meaning that the most preferred Silicone resins com 
prise less than 1% monofunctional and tetrafunctional units 
of total number of functional units in the Silicone resin. The 
percentages of the functionalities in the Silicone resin can be 
determined using S') NMR. 

The Silicone resin is made by curing a composition 
comprising Siloxanes. Siloxanes can be monofunctional, 
difunctional, trifunctional and/or tetrafunctional Silicone 
polymers. The Siloxanes are preferably hydroxy-terminated 
Silicone polymers or have at least two hydroxy groups per 
Siloxane. The weight average molecular weight of the Silox 
anes used to make the thermoset Silicone resin is preferably 
5,000 to 50,000 grams/mole (g/mol), more preferably 6,000 
to 30,000 g/mol, most preferably 7,500 to 15,000 g/mol. 
Even more preferred are siloxanes having a weight average 
molecular weight of 7,500 to 10,000 g/mol, and more 
preferably 7,500 to 8,500. The weight average molecular 
weight is determined by Size Exclusion Chromatography 
(SEC). Once the silicone resin is cured, typically by 
thermosciting, it is difficult to determine the weight average 
molecular weight of the Siloxanes used to form the Silicone 
resin; however, the functional units and alkyl to aryl ratio of 
the siloxanes will be the same for the silicone resin and the 
Siloxanes used to make the Silicone resin. 

The silicone resin which is preferably highly crosslinked 
can be prepared as described in numerous publications. The 
Silicone resins used in this invention are hard, brittle, and 
highly crosslinked, as compared to Silicone elastomers 
which are deformable, elastic, and highly crosslinked. One 
method to form the Silicone resin is by a condensation 
reaction as described in, for example, D. Sats, Handbook of 
Pressure Sensitive Adhesive Technology, 2nd Ed., pp. 
601–609, Van Nostrand Reinhold (1989). Other references 
which disclose the preparation of these highly crosslinked 
Silicone resins are Kirk-Othmer, Encyclopedia of Chemical 
Technology, 3rd Ed., Vol. 20, pp. 940-962; and Lichtenwal 
ner and Sprung, Bikales, Ed., Encyclopedia of Polymer 
Science and Technology, Vol. 12, Interscience Publishers, 
(New York 1970) pg. 464. Useful silicone resins are com 
mercially available, such as, DM 30036 and DM 30020 
available from Acheson Colloids Company, and DC-2531 
available from Dow Corning. 

Although the described cross-linked Silicone resin has 
excellent properties as an adhesive layer between the poly 
imide Substrate and the Silsesquioxane Surface layer of the 
fusing belt, the present inventors have found that the highly 
crosslinked Silicone resin is brittle and may crack when the 
fusing belt is flexed repeatedly. In accordance with the 
invention, therefore, a Surfactant plasticizer is incorporated 
in the Silicone composition before it is coated and cured on 
the polyimide Substrate. In general, compounds known for 
use as Surfactants in Silicone coating compositions, can 
Serve as plasticizers and coating aids or Surfactants for the 
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6 
Silicone composition that is coated on the polyimide belt and 
thereafter cured. Examples of commercially available com 
pounds of this kind include the compound available from 
Geleste Corporation as DMS-C25 surfactant, which is a 
polyethylene oxide-polydimethyl Siloxane copolymer. More 
particularly, Such preferred Surfactants can be described as 
polyethylene oxide end-capped polydimethylsiloxanes hav 
ing terminal hydroxy groups. Other classes of Suitable 
Surfactants are polydimethylsiloxanes having terminal 
amino or epoxy groups. The amount of Surfactant is pref 
erably in the range from about 1 to 8 percent by weight of 
the coating composition and, most, preferably is in the range 
from about 2 to 4 weight percent. 
The Surface coating or layer for the fusing belt of the 

invention is a Silsesquioxane polymer. It has excellent toner 
release properties without the use of a release oil, excellent 
wear properties and can form a toner image of high gloSS, 
namely, a gloss of at least 90 at 20. Advantageously, the 
image gloss can be even higher, e.g., more than 95 at 20, 
with the fusing belt of the invention. Gloss can be measured 
using a BYK Gardner Micro Gloss Meter at a setting of 20, 
using the procedure of ASTM-523-67. The silsesquioxane 
does not adhere well to a polyimide belt but, when used in 
the novel combination of the invention, it adheres well to the 
highly cross-linked Silicone resin that forms the intermediate 
or adhesive layer between the polyimide substrate and the 
Surface layer. 

SilseSquioxanes are a class of inorganic/organic glasses 
that can be formed at moderate temperatures by a procedure 
commonly referred to as a “Sol-gel’ process. In the Sol-gel 
process, Silicon alkoxides are hydrolyzed in an appropriate 
solvent, forming the “sol'; then the solvent is removed, 
resulting in a condensation and the formation of a cross 
linked "gel.” A variety of Solvents can be used. Aqueous, 
aqueous-alcoholic, and alcoholic Solvents are generally pre 
ferred. SilseSquioxanes are conveniently coated from acidic 
alcohols, since the Silicic acid form, RSi(OH), is quite 
stable in Solution for months under ambient conditions. The 
extent of condensation is related to the amount of curing a 
Sample receives, temperature and time being among the two 
most important variables. 

Silsesquioxanes can be represented by the formula 
(RSiOs), where R is an organic group and n is the number 
of repeating units. Thus, the prefix "Sesqui” refers to a one 
and one-half Stoichiometry of oxygen. The polymers can be 
prepared by the hydrolysis and condensation of trialkoxysi 
lanes. U.S. Pat. No. 4,027,073 to Clark teaches the use of 
Silsesquioxanes as abrasion resistant coatings on organic 
polymers. Typical applications include Scratch resistant 
coatings on acrylic lenses and transparent glazing materials, 
the cited patent teaches that a preferred thickness for good 
Scratch resistance is from 2 to 10 micrometers. U.S. Pat. No. 
4,439,509 to Schank teaches photoconducting elements for 
electrophotography that have Silsesquioxane coatings hav 
ing a thickness of 0.5 to 2.0 micrometers. This thickness is 
purported to optimize electrical, transfer, cleaning and 
Scratch resistance properties. This teaching contrasts with 
that of U.S. Pat. No. 4,027,073, which teaches that a 
preferred thickness of a Silsesquioxane layer for good 
Scratch resistance is from 2 to 10 micrometers. U.S. Pat. No. 
4,923,775 to Shank teaches that methylsilsesquioxane is 
preferred since it produces the hardest material in compari 
son to other alkylsilanes. U.S. Pat. No. 4,595,602 to Schank 
teaches a conductive overcoat of croSS-linked “Siloxanol 
colloidal silica hybrid” having a preferred thickness of from 
0.3 to 5.0 micrometers. All of these cited patents are 
incorporated herein by reference. 
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The formula (RSiO3), above, which is sometimes writ 
ten Si(O-)-R, is a useful shorthand for Silsesquioxanes 
but, except as to fully cured SilseSquioxane, it does not fully 
characterize the material. This is important, Since Silsesqui 
oxanes can be utilized in an incompletely cured State. An 
additional nomenclature, derived from one described in R. 
H. Glaser, G. L. Wilkes, C. E. Bronnimann; Journal of 
Non-Crystalline Solids, 113 (1989) 73–87; uses the initials 
M, D, T, and Q to designate Silicon atoms bonded to 1, 2, 3, 
or 4 oxygen atoms, respectively. The designation T is 
subdivided as follows, to identify the number of bonds to 
other Silicon atoms: 

Structure Designation 

R To 

no-li- OH 
bi 
R T1 

: no-li- O-Simr 
OH : 

R T2 

Arr Si- o-l- O-Sinvvvr 

: 
T3 

: f : 
o-o-o-o-o- : , ; 

AvrSimvvr 

In fully cured Silsesquioxanes, Substantially all Silicons 
are T. The extent of curing of the silsesquioxane can be 
quantified as the ratio of T to T. This ratio is designated 
herein: “T-silicon/T-silicon ratio” or “T/T". The value of 
T/T decreases with an increase in cure, and vice versa. 

In the Silsesquioxanes having the most advantageous 
properties as a toner fusing belt Surface layer in accordance 
with the invention, the C:Siratio is greater than about 2:1 
and the T/T ratio is from about 0.5:1 to about 0.1:1. They 
can be represented by the following Structure: 

(CH3), g 

j is from 0 to about 0.5, 
m is greater than 10; 
X is from about 5 to about 30 mol %; 
X" is from about 2 to about 10 mol %; 
y' is from about 40 to about 90 mol %; and 
y" is from 0 to about 55 mol%. 
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The Silsesquioxane is a large oligomer or a polymer. The 

value of m, that is, the number of Subunits for the Silses 
quioxane is greater than 10. Like highly croSS-linked 
polymers, there is theoretically no upper limit on the number 
of Subunits, and the value of m can be a very large number. 
The Silsesquioxane Surface layer of the fusing belt of the 

invention preferably contains a Surfactant that improves the 
wetting and adhesion of the Surface layer to the intermediate 
croSS-linked Silicone layer. In general, Surfactants known for 
use in the coating of aqueous Silicone composition can be 
used. Preferred Surfactants are methyl end-capped polydim 
ethylsiloxanes having a polyalkyleneoxide Side chain. Espe 
cially preferred among commercially available Surfactants 
of this kind are Dow Corning(R) 190 and 193 Surfactants, 
which are available from Dow Corning Co. and are reported 
to be Silicone glycol copolymers, Specifically, 
dimethylsiloxane-ethylene oxide copolymers, of the for 
mula: 

CH CH CH CH 

CH-Si-O-(Si-Os (Si-O); SiCH, 
CH CH CH 

CHsO(CHO) (CH3CHO).H 

Surfactants of this type comprise, e.g., from 20 to 70 
weight percent ethylene oxide repeating units and have 
viscosities in the range from 400 to 1600 cSt at 25 C. 

Another useful Surfactant for the Silsesquioxane polymer 
coating is a material marketed by OSi Specialties, Inc., 
Danbury Conn., as Silwet L-7002 lubricant, and reported to 
be a poly(alkylene oxide)-copoly(dimethylsiloxane). The 
amount of Surfactant in the Silsesquioxane coating compo 
sition is preferably in the range from about 0.1 to 6 weight 
percent and most preferably, from about 0.1 to 2 weight 
percent. 
The fuser belt resin coatings can include fillers. It is 

preferred that the fillers, if present, are in an amount leSS 
than 10 wt.%, more preferably less than 7 wt.%, to maintain 
a smooth surface of the resin on the fuser belt. Examples of 
useful fillers include alumina, Silica, cupric oxide, and 
Stannic oxide. In general, non-filled coatings produce fused 
toner images of higher gloSS than do filled coatings. 

Although the fusing belt of the invention can vary con 
siderably in dimensions, the preferred thickness of the 
flexible polyimide substrate is in the range from about 25 to 
250 micrometers. The thickness of the cross-linked silicone 
intermediate layer on the belt is preferably less than 20 
micrometers, and most preferably from 1 to 10 micrometers. 
The thickness of the Silsesquioxane Surface layer of the belt 
is preferably from 1 to 30 micrometers and more preferably 
from 2 to 15 micrometers. The coatings an be applied in 
known manner but preferably are applied by ring coating. 
The intermediate layer is dried and cured by heating before 
applying the Surface layer coating. 
The fuser belt coating can comprise fillers. It is preferred 

that the fillers, if present are at an amountleSS than 3%, more 
preferably less than 1%, to maintain a Smooth Surface of the 
coating on the fuser belt. Examples of useful fillers include 
aluminum, Silica, and copper. The preferred fuser belts of 
this invention have coatings which do not contain fillers, that 
is, they are non-filled coatings. The non-filled coatings are 
preferred, because typically they produce fused toner images 
having higher gloSS. 
The thickness of the Silicone resin coating on the belt is 

preferably less than 50 micrometers, preferably 1 to 25 
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micrometers, most preferably 1 to 15 micrometers. Addi 
tional layers can be present on the fuser belt if desired. 

It is preferred that the Surface energy of the coating is 20 
to 30 milliJoules/meter(2) or less, because low surface 
energy belts provide better release of toner without the 
addition of release oils. The fuser belt preferably provides a 
Surface finish of the fused heat-Softenable polymer being a 
protective overcoat for a photographic elements layer of 
G-20 gloSS greater than 70, preferably greater than 80, most 
preferably greater than 90. The gloSS measurements can be 
determined using a BYK Gardner microglossmeter set at 20 
degrees by the method described in ASTM-523-67. 

The substrates of the fuser belts are preferably solvent 
cleaned prior to coating the Substrates with the release 
coating. The release coatings are preferably prepared by 
making a Solvent Solution comprising the Siloxanes and 
coating the Solution onto the clean Substrate by conventional 
coating techniques, Such as, ring coating, dip coating, and 
Spray coating. After coating the Substrates with the release 
coating Solution, the coated Substrates are preferably placed 
in a convection oven at a temperature of 150 deg. C. to 350 
deg. C., for 10 minutes to 3 hours, preferably causing the 
Siloxanes to undergo condensation reactions to form the 
Silicone resin. The higher the cure temperature the shorter 
the cure time. 

Although the described cross-linked Silicone resin has 
excellent properties as an adhesive layer between the poly 
imide Substrate and the Silsesquioxane Surface layer of the 
belt, the present invention discloses an primer adhesion 
promoter to avoid the inherent brittle properties of the highly 
croSS-linked Silicone resin. For example, epoxy primer can 
be applied to the Substrate, prior to the application of the 
release coating. Examples of commercially available prim 
erS are W-66, epoxy primer from EmerSon and Cuming Co. 

In certain embodiments, the Silsesquioxane layer can be 
directly applied to the Substrate. It provides Some degree of 
adhesion desired to the Substrate layer without the cost of 
applying intermediate layer. 

Fuser belts of this invention can be any size and can be 
used in any fuser belt System which comprises a fuser belt. 
Preferably the fuser belt system comprises a fuser belt which 
is trained around two or more rollers, and is in pressurized 
contact with another fuser member, preferably either another 
fuser belt or a fuser roller. Fuser belts of this invention can 
be used to contact the heat-Softenable polymer being a 
protective overcoat for a photographic elements. 

The photographic elements in which the images to be 
protected are formed can have the Structures and compo 
nents shown in Research Disclosure 37038. Specific photo 
graphic elements can be those shown on pageS 96-98 of 
Research Disclosure 37038 as Color Paper Elements 1 and 
2. A typical multicolor photographic element comprises a 
Support bearing a cyan dye image-forming unit comprised of 
at least one red-sensitive Silver halide emulsion layer having 
asSociated therewith at least one cyan dye-forming coupler, 
a magenta dye image-forming unit comprising at least one 
green-Sensitive Silver halide emulsion layer having associ 
ated there with at least one magenta dye-forming coupler, 
and a yellow dye image-forming unit comprising at least one 
blue-Sensitive Silver halide emulsion layer having associated 
there with at least one yellow dye-forming coupler. The 
element can contain additional layers, Such as filter layers, 
interlayers, overcoat layers, Subbing layers, and the like. All 
of these can be coated on a Support which can be transparent 
(for example, a film Support) or reflective (for example, a 
paper Support). Photographic elements protected in accor 
dance with the present invention may also include a mag 
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10 
netic recording material as described in Research 
Disclosure, Item 34390, November 1992, or a transparent 
magnetic recording layer Such as a layer containing mag 
netic particles on the underside of a transparent Support as 
described in U.S. Pat. No. 4,279,945 and U.S. Pat. No. 
4,302,523. 

Suitable Silver halide emulsions and their preparation, as 
well as methods of chemical and spectral Sensitization, are 
described in Sections I through V of Research Disclosure 
37038. Color materials and development modifiers are 
described in Sections V through XX of Research Disclosure 
37038. Vehicles are described in Section II of Research 
Disclosure 37038, and various additives such as brighteners, 
antifoggants, Stabilizers, light absorbing and Scattering 
materials, hardeners, coating aids, plasticizers, lubricants 
and matting agents are described in Sections VI through X 
and XI through XIV of Research Disclosure 37038. Pro 
cessing methods and agents are described in Sections XIX 
and XX of Research Disclosure 37038, and methods of 
exposure are described in Section XVI of Research Disclo 
Sure 37038. 

Photographic elements typically provide the silver halide 
in the form of an emulsion. Photographic emulsions gener 
ally include a vehicle for coating the emulsion as a layer of 
a photographic element. Useful vehicles include both natu 
rally occurring Substances Such as proteins, protein 
derivatives, cellulose derivatives (e.g., cellulose esters), 
gelatin (e.g., alkali-treated gelatin Such as cattle bone or hide 
gelatin, or acid treated gelatin Such as pigskin gelatin), 
gelatin derivatives (e.g., acetylated gelatin, phthalated 
gelatin, and the like). Also useful as vehicles or vehicle 
extenders are hydrophilic water-permeable colloids. These 
include Synthetic polymeric peptizers, carriers, and/or bind 
ers such as poly(vinyl alcohol), poly(vinyl lactams), acry 
lamide polymers, polyvinyl acetals, polymers of alkyl and 
Sulfoalkyl acrylates and methacrylates, hydrolyzed polyvi 
nyl acetates, polyamides, polyvinyl pyridine, methacryla 
mide copolymers, and the like. 

Photographic elements can be imagewise exposed using a 
variety of techniques. Typically exposure is to light in the 
Visible region of the Spectrum, and typically is of a live 
image through a lens. Exposure can also be to a stored image 
(Such as a computer Stored image) by means of light emitting 
devices (such as LEDs, CRTs, etc.). 

Images can be developed in photographic elements in any 
of a number of well known photographic processes utilizing 
any of a number of well known processing compositions, 
described, for example, in T. H. James, editor, The Theory 
of the Photographic Process, 4th Edition, Macmillan, N.Y., 
1977. In the case of processing a color negative element, the 
element is treated with a color developer (that is one which 
will form the colored image dyes with the color couplers), 
and then with an oxidizer and a Solvent to remove Silver and 
Silver halide. In the case of processing a color reversal 
element, the element is first treated with a black and white 
developer (that is, a developer which does not form colored 
dyes with the coupler compounds) followed by a treatment 
to render developable unexposed silver halide (usually 
chemical or light fogging), followed by treatment with a 
color developer. Development is followed by bleach-fixing, 
to remove Silver or Silver halide, Washing and drying. 
The invention will be better understood with reference to 

the following examples: 
EXAMPLES 

The preparation of a Silsesquioxane polymer useful as a 
surface layer of a fusing belt of the invention is illustrated by 
the following example. 
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Example 1 
To a 2 liter Erlenmeyer flask equipped with a magnetic 

stirrer was added 184.35 g of propyltrimethoxysilane, fol 
lowed by 61.25 g of methyltrimethoxysilane, 61.32 g of 
3-glycidoxypropyltrimethoxysilane, and 25.20 g of 
3-aminopropyltrimethoxysilane. After Stirring for a few 
minutes, 54.18 g of glacial acetic acid was added dropwise 
from an addition funnel, and 122.79g of distilled water was 
added dropwise from an addition funnel. The reaction mix 
ture became exothermic and was cloudy at first but became 
clear after about half of the water had been added. After 
completing addition of the water, the flask was covered and 
the contents stirred overnight. Then 33.8g of Ludox(R) silica 
gel suspension, with pH adjusted from 8.7 to 4.3 by the 
addition of a few drops of acetic acid, was added dropwise 
to the reaction flask. The flask was again covered and the 
contents stirred overnight. Thereafter, 523.25 g of ethanol 
was added at low flow rate through a funnel to the reaction 
mixture to obtain a Silsesquioxane composition Suitable for 
coating. 

The preparation and testing of a fusing belt of the inven 
tion are illustrated by the following two examples. 

Example 2 
A SeamleSS and uncoated polyimide resin belt 823 mm 

(32.4 inches) in diameter and 254 mm in width (10 inches), 
manufactured by Gunze Co., was cleaned with anhydrous 
ethanol and wiped with a lint-free cloth. A mixture of 65.5 
guncured silicone polymer (Acheson RC369, which was 
filtered before mixing) in 25 g of naphtha VMP containing 
1.5g of DMS-C25 surfactant-plasticizer from Geleste Corp. 
was stirred for 30 minutes. The resulting Solution was ring 
coated on the polyimide belt at a coating speed of 0.072 
inch/second, and the coated belt was flashed at room tem 
perature for 20 minutes. The belt was then cured by heating 
for 40 minutes, including a 10 minute ramp to 150° C. and 
30 minutes at 150° C., to form a highly cross-linked silicone 
resin layer. Thereafter, 100 g of a 20% water-ethanol solu 
tion of Silsesquioxane Sol-gel, prepared Substantially as 
described in Example 1, was mixed for 30 minutes with 0.7 
wt.% of DC 190 surfactant. The mixture was then ring 
coated over the cured Silicone coating on the polyimide belt 
at 0.25 inch/second. The belt was flashed at room tempera 
ture for 20 minutes and was cured at 150° C. for 6 hours, 
including a 4 hour ramp to 150 C. and 2 hours at 150 C. 

Example 3 
A seamless and uncoated polyimide belt with 823 mm 

(32.4 inch) in diameter and 254 mm (10 inch) in width from 
Gunze Co. was cleaned with anhydrous ethanol and wiped 
with a lint-free cloth. The belt was dried and ring-coated 
with an W-66 epoxy resin primer available from Emerson 
and Cumming Co. The belt was allowed to air-dried and 
cured at 100° C. for 3 hours. Thereafter, 100 g of a 20% 
water-ethanol Solution of Silsesquioxane Sol-gel, prepared 
substantially as described in Example 1, was mixed for 30 
minutes with 0.7 wt.% of DC 190 Surfactant. The mixture 
was then ring coated over the cured Silicone coating on the 
polyimide belt at 0.25 inch/second. The belt was flashed at 
room temperature for 20 minutes and was cured at 150 C. 
for 6 hours, including a 4 hour ramp to 150° C. and 2 hours 
at 150° C. 

Comparative Example 1 
A polyimide belt as described in Example 1 was prepared 

by the following process. The belt was wiped with dichlo 
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12 
romethane followed by acetone and ethanol and then 
allowed to air dry. The belt was tested as described below 
and the results are in Table 1. 

Comparative Example 2 
A polyamide belt made of Kapton(R) from Dupont was 

prepared by the following process. The belt was wiped with 
dichloromethane followed by acetone and ethanol and then 
allowed to air dry. The belt was tested as described below 
and the results are in Table 1. 

Test for Water Resistance 

In the case of applying a coating comprising hydrophobic 
polymer particles having an average size of 0.01 to 1 
microns, over the at least one Silver halide light-sensitive 
emulsion layer, the examples and counter examples were 
Screened as to their ability to form the particulate hydro 
phobic polymer into a uniform continuous film. Receivers 
were photographic elements made according to U.S. Pat. 
No. 5,856,051. These photographic element were then fused 
with the examples and counterexamples indicated. Results 
are shown in the Table 1 below. Ponceau Red dye is known 
to Stain gelatin through ionic interaction, therefore it is used 
to test water resistance. Ponceau red dye Solution was 
prepared by dissolving 1 gram dye in 1000 grams mixture of 
acetic acid and water (5 parts: 95 parts). Samples, without 
being eXposed to light, were processed through the Kodak 
RA4 process to obtain white Dmin samples. These pro 
cessed Samples were then passed through a Set of heated 
pressurized rollers (fusing) to convert the polymer particles 
of the overcoat into a water resistant layer. The water 
permeability was done by Soaking fused Samples in the dye 
solution for 5 minutes followed by a 30-second water rinse 
to removed excess dye Solution on the coating Surface. Each 
Sample was then air dried, and Status. A reflectance density 
on the Soaked area was recorded. 

TABLE 1. 

125 C. Fusing 130° C. Fusing 135° C. Fusing 
Sample # Temperature Temperature Temperature 

E2 Resistant Resistant Resistant 
CE1 Nonresistant Resistant Nonresistant 
CE2 Nonresistant Resistant Resistant 
E3 Resistant Resistant Resistant 

What is claimed is: 
1. A method of fusing a protective layer on a photographic 

element comprising, 
(a) providing a photographic element having a silver 

halide light-sensitive emulsion layer; 
(b) applying a hydrophobic polymeric coating to the Silver 

halide light Sensitive emulsion layer; and 
(c) fusing the hydrophobic polymeric coating to the Silver 

halide light Sensitive emulsion layer to form a protec 
tive overcoat, the fusing Step comprising: passing the 
photographic element through a nip formed between a 
heated fuser belt and a roller, wherein the fuser belt has 
an overcoat comprising: 
i) an optional Siloxane intermediate layer; and, 
ii) a Silsesquioxane polymer Surface layer coated on 

Said intermediate layer. 
2. A method according to claim 1 wherein Said optional 

Siloxane layer is formed by curing siloxanes having a ratio 
of difunctional to trifunctional units of 1:1 to 1:2.7. 

3. A method according to claim 2 wherein at least 90% of 
the total number of functional units are difunctional and 
trifunctional. 
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4. A method according to claim 1 wherein Said optional 
Siloxane intermediate layer has a weight-average molecular 
weight of 5,000 to 50,000. 

5. A method according to claim 1 wherein Said optional 
Siloxane intermediate layer has an alkyl to aryl ratio of 1:0.1 
to 1:1.2 

6. A method according to claim 1 wherein Said Silsesqui 
oxane polymer Surface layer has the formula: 

/N 
(OH), (CH)-O-CHCH-CH2}X 

(CH3), g 

wherein: 
j is from 0 to about 0.5, 
m is greater than 10; 
X is from about 5 to about 30 mol %; 
X" is from about 2 to about 10 mol %; 
y' is from about 40 to about 90 mol %; and 
y" is from 0 to about 55 mol%. 
7. A method according to claim 1 wherein Said optional 

Siloxane intermediate layer contains about 2 to 4 weight 
percent of a Surfactant-plasticizer. 

8. A method according to claim 7 wherein Said Surfactant 
plasticizer of the optional intermediate layer is a polyethyl 
ene oxide-polydimethyl Siloxane copolymer. 

9. A method according to claim 1 wherein Said Silsesqui 
oxane polymer Surface layer contains 0.1 to 2 weight percent 
of a Surfactant. 

10. A method according to claim 9 wherein said surfactant 
is a polyalkylene oxide-modified polydimethylsiloxane. 

11. A method according to claim 1 wherein Said Silses 
quioxane polymer Surface layer further comprises a filler 
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Selected from the group consisting of Silica, alumina, cupric 
oxide, and Stannic oxide. 

12. A method according to claim 11 wherein said filler is 
Silica. 

13. A method according claim 5 wherein the alkyl groups 
are methyl and the aryl groups are phenyl. 

14. A method according to claim 1 wherein the optional 
intermediate layer contains Siloxanes that are hydroxy 
terminated. 

15. A method of fusing a hydrophobic polymeric coating 
to form a protective overcoat on a photographic element 
containing a Silver halide light Sensitive emulsion layer, 
comprising: 

passing the photographic element through a nip formed 
between a heated fuser belt and a roller to fuse the 
hydrophobic polymeric coating to the photographic 
element, the belt having a resin Surface made by curing 
a siloxane and a Silsesquioxane polymer; 

cooling the fuser belt in contact with the photographic 
element; and 

releasing the photographic element from the fuser belt. 
16. The method according to claim 15 wherein the silox 

anes have a ratio of difunctional to trifunctional units of 1:1 
to 1:2.7. 

17. The method according to claim 15 wherein the silox 
anes have at least 90% of total number of functional units in 
the Siloxanes are difunctional and trifunctional units. 

18. The method according to claim 15 wherein the silox 
anes have a weight average molecular weight of 5,000 to 
50,000 grams/mole and an alkyl to aryl ratio of 1:0.1 to 
1:1.2. 

19. The method according to claim 1 or 15 that produces 
a photographic element bearing a water resistant Surface 
with a G-20 gloss of greater than 70. 

k k k k k 

  


